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(57) Abstract: 
[Problems to be solved] 

To provide a coat forming agent for micro fabrication of the resist pattern and a 
method for fabricating micro patterns which suppress unnecessary 
cross-linking or buckling at the bottom of the resist pattern, and which allows 
forming a perpendicular cross-sectional surface, and a pattern which allows 
small dependence on a mixing bake. 
[Solution] 

Providing a method for forming micro patterns using a coat forming agent for 
micro fabrication of the resist pattern including a composition which comprises 
(A) (a) a water-soluble cross-linking agent or (b) a water-soluble resin and (B) a 
water-soluble nitrogen containing organic compound, and after forming a resist 
pattern using a chemically amplified resist onto the substrate, forming a coating 
film of the aforementioned agent, heat treating to form a 
hydrophobic/ water-insoluble reactive layer at an interface of the coating film 
and the resist pattern, and then removing a non-reacted portion of the coating 
film by aqueous solvent to obtain a micro pattern. 
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Scope of the Claim 
[Claim 1] 

Coat forming agent for micro fabrication of the resist pattern, comprising: 
(A) at least one type selected from (a) a water-soluble cross-linking agent, 
and (b) a water-soluble resin, and (B) a water-soluble nitrogen containing 
organic compound. 
[Claim 2] 

Coat forming agent for micro fabrication of the resist pattern according to 
claim 1, wherein a contents of the (B) is 1 to 20 parts by weight with 
respect to 100 parts by weight of the (A). 

[Claim 3] 

Coat forming agent for micro fabrication of the resist pattern according to 
any one of the claims 1 and 2, wherein a water-soluble nitrogen 
containing organic compound is at least one type selected from a lower 
alkylamine and a lower alkanolamine. 

[Claim 4] 

Coat forming agent for micro fabrication of the resist pattern according to 
any one of the claims 1 through 3, wherein a component of the 
water-soluble cross-linking agent in (a) is a glycol uril in which a 
hydrogen atom of an imino group is substituted by a hydroxymethyl 
group. 
[ClaimS] 

Coat forming agent for micro fabrication of the resist pattern according to 
claim 4, wherein the water-soluble cross-linking agent is a 
tetra(hydroxymethyl)glycol uril. 

[Claim 6] 

Coat forming agent for micro fabrication of the resist pattern according to 
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any one of the claims 1 through 5, wherein a component of the 
water-soluble resin (b) is one of a polyvinylacetal and a polyvinyl 
pyrolidone or both. 

[Claim 7] 

Coat forming agent for micro fabrication of the resist pattern according to 
any one of the claims 1 through 6, wherein the component of the (A) is a 
combination of the (a) of 1 to 35 percent by weight and the (b) of 99 to 65 
percent by weight. 

[Claim 8] 

Coat forming agent for micro fabrication of the resist pattern according to 
any one of the claims 1 through 7, wherein the agent contains (C) a 
surfactant containing a fluorine atom and a silicone atom within the 
molecule in the range of 0.01 to 1.0 parts by weight per 100 parts by 
weight of the component (A). 

[Claim 9] 

A method for fabricating a micro resist pattern comprising the steps of: 

forming a photoconductive layer which comprises chemically 
amplified resist on a substrate; 

forming a resist pattern by developing an image which is formed 
and exposed on the photoconductive layer; 

forming a coating film for micro fabrication of a resist pattern by 
coating a coat forming agent for micro fabrication of the resist pattern 
according to any one of the claims 1 through 8, on the resist pattern; 

forming a water-insoluble reaction layer at an interface of the 
resist pattern and the coating film for micro fabrication of a resist pattern; 
and 

removing a non-reacted portion of the coating film for micro 
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fabrication of the resist pattern with a solvent; 

wherein the steps are carried out in sequential order. 

[Detailed Description of the Invention] 
[0001] 

[Technical Field Pertinent to the Invention] 

The present invention relates to coat forming agent for micro fabrication 
of the resist pattern, and to a method for effectively forming a micro 
pattern utilizing the agent for forming a coating film. Using the agent for 
forming a coating film for micro fabrication of a resist pattern, a fine resist 
pattern less dependent to mixing bake and which has excellent vertical 
cross-sectional shape in the pattern, and which do not cause unnecessary 
cross-linking or scraping at the bottom of the resist pattern at the time of 
forming a resist pattern using a chemically amplified resist may be 
obtained. 
[0002] 

Recently, in the field of manufacturing semiconductor devices, a width in 
separation in the wiring layer or the insulating layer required in the 
manufacturing process has become smaller as the degree of integration 
proceeds on the device. Therefore, active rays used in lithography has 
made a shift to have shorter wavelengths, and currently, far ultraviolet 
rays, Excimer lasers represented by KrF or ArF have become core 
technology. On the other hand, in the aforementioned lithography, a 
chemically amplified resist has been gradually used as a photoresist. The 
chemically amplified resist is a resist utilizing catalytic action of the acid 
generated by irradiation of radioactive rays which exhibit high sensitivity 
and high resolution, and is a compound which generates acid by 
irradiation of radioactive rays, hence there is an advantage in that an 
amount of acid generating agent used may be suppressed. 
[0003] 
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However, there is a limit in making the size smaller due to limit in the 
wavelength used in exposure. Thus, there are many suggestions to enable 
preparation of a fine resist pattern beyond the limit of the wavelength, in 
terms of materials for forrning fine patterns to be disposed on the resist 
pattern formed by lithography, or a method of forming fine pattern using 
such materials, (in Patent Publication No. 2723260, Patent Application 
Laid-Open No. 6-250379, Patent Application Laid-Open No. 10-73927, 
and Patent Application Laid-Open No. 10-163093), 
[0004] 

Here, a method for forming fine resist pattern as disclosed in Patent 
Publication No. 2723260 performs patterning of an electron beam resist 
such as polymethyl methacrylate, coating a positive type resist on the 
resist pattern, and by heating, a reactive layer is formed at an interface of 
the resist pattern and the positive type resist layer, followed by removing 
a non-reacted portion of the positive type resist pattern. A method as 
disclosed in the Patent Application Laid-Open No. 6-250379 forms a 
reactive layer by utilizing a heat cross-linking by acid or acid generating 
agent in between an undercoat layer and an over coat layer. The method 
as disclosed in Patent Application Laid-Open No. 10-739247 is a method 
for manufacturing a semiconductor device which utilizes a material for 
forming a fine pattern, the material for forming a fine pattern is formed as 
a coating solution for an upper layer resist which does not contain 
photosensitive components and contains a water-soluble resin and/or 
aqueous cross-linking agent or a solution in which mixture of these are 
dissolved in an aqueous solution. 
[0005] 

These methods are preferable in easily forming a fine resist pattern using 
a material for forming a fine pattern (upper layer resist) beyond the limit 
of wavelength of the photoconductive resist (under layer resist), however, 
there are problems such as cross-linking occurrence in an unnecessary 
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portion at the bottom of the resist pattern, generation of buckling 
structure, inappropriate perpendicularity in the cross section of the 
material for forrning fine pattern, or fluctuation in size of the upper layer 
resist pattern due to mixing bake which heats to cause cross-linking, and 
thus, these methods are not fully satisfying. 
[0006] 

[Problems to be Solved by the Invention] 

Under such circumstances, the present invention is intended for use in 
forming a fine resist pattern which is formed by a conventional 
lithography, and for the purpose of providing a coat forming agent for 
micro fabrication of resist pattern and a method for efficiently forming a 
micro pattern utilizing the agent to suppress generation of unnecessary 
cross-linking at the bottom of the resist pattern or buckling, and which 
also forms satisfying perpendicularity in the cross sections and less 
dependent on mixing bake. 
[0007] 

[Method for Solving the Problem] 

As a result of keen studies directed toward formation of fine resist 
patterns, the inventors of the present invention have found that an 
excellent pattern can be formed by using the coat forming agent for micro 
fabrication of resist pattern which contains water soluble nitrogen 
containing organic compound and a certain type of surface active agent if 
necessary, along with water soluble cross-linking agent or water soluble 
resins, and attained the present invention. 
[0008] 

Namely, the present invention provides a method for fabricating a micro 
resist pattern comprising the steps of: 

forming a resist pattern by forming an image, exposing the image and 
then developing the image by using the coat forming agent for micro 
fabrication of resist pattern which comprises: (A) at least one selected 
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from (a) water soluble cross-linking agent and (b) water-soluble resin, 
and (B) water soluble nitrogen containing organic compound and if 
necessary, (C) surface active agent comprising fluorine atom and silicon 
molecule, and providing a photoconductive layer comprising a 
chemically amplified resist on a substrate, and after exposure and 
formation of the image, developed to form a resist pattern, and on the 
resist pattern, the coating for forming a fine resist pattern is coated, and a 
step for forming a coating for forming a fine resist pattern, a step for 
forming a reactive layer at an interface of the resist pattern and the 
coating for forming a fine resist pattern, and by using an aqueous solvent, 
a step for removing a non-reacted portion of the coating for forming a 
fine resist pattern, in sequential order. 
[0009] 

[Mode for carrying out the Invention] 

In the coat forming agent for micro fabrication of the resist pattern of the 
present invention, as a component (A), one or both of (a) water-soluble 
cross-linking agent, and (b) water soluble resin is used. There is no limit 
for the (a) water-soluble cross-linking agent, and may be selected from 
those know in the art. Examples of the water-soluble cross-linking agents 
include melamine derivatives, urea derivatives, ethylene urea derivatives, 
benzoguanamine derivatives, or glycol uril derivatives which has 
hydroxy alkyl group at N position, preferably a hydroxy methyl group or 
alkoxy alkyl group, and preferably alkoxy methyl group or having both 
of them. These may be used alone or in combinations of two or more, 
however preferably, a glycol uril in which the hydrogen atom in the 
imino group is substituted by a hydroxy methyl group, that is a 
tetra(hydroxy methyl)glycol uril having 4 hydroxy methyl groups which 
completely dissolves in a water is preferable for its stability in storage, 
good cross-linkage forming ability, and moreover, miscibility to 
water-soluble resin. An example of such substance may be a "Cymel 
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1172" (manufactured by Mitsui Cytec. Trade Name) available in the 

market. 

[0010] 

On another occasion, there is no limit for a water-soluble component (b), 
and may be appropriately selected from those publicly known or those 
mentioned in for example, Japanese Patent Application Laid-Open No. 
10-73927. Specifically, polyvinyl acetal or polyvinyl pyrrolidone may be 
preferred. Example of the polyvinyl acetal may be "Ethrek KW-1" or 
"Ethrek KW-3" (both manufactured by Sekisui Chemical Co., Ltd. Trade 
Name) available in market. For polyvinyl pyrrolidone, products such as 
"Luviskol K-60 (weight average molecular amount 160,000)", "Luviskol 
K-80 (weight average molecular amount unknown)", "Luviskol K-90 
(weight average molecular amount 1,200,000)" (all manufactured by 
BASF ) are available. These components (b) may be used alone or in 
combinations or two or more. 

[0011] In the coat forming agent for micro fabrication of the resist pattern, 
a component (a) alone or component (b) alone or both components (a) 
and (b) may be used in combination as component (A). In case of using 
the combination of (a) and (b), a mixture ratio of 1 to 35 percent by weight 
of component (a) with 99 to 65 percent by weight of component (b) is 
preferable, and specifically, 1 to 20 percent by weight of component (a) 
with 99 to 80 percent by weight of component (b) is preferable. 
[0012] 

A water-soluble nitrogen containing organic compound is used as the 
component (B) in the coat forming agent for micro fabrication of the resist 
pattern of the present invention, by blending this, a pattern which even 
more micronized having good perpendicularity in the cross sections can 
be obtained. 
[0013] 

There is no limit for a water-soluble nitrogen containing organic 
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compound of the component (B) as far as the component is soluble in an 
aqueous-solution used for preparation of the coat forming agent for micro 
fabrication of the resist pattern and which is compatible to the component 
(A). An example of such water-soluble nitrogen containing organic 
compound includes aliphatic amine. 
[0014] 

Examples of such aliphatic amine include: lower alkylamine such as 
trimethylamine, ethylamine, diethylamine, triethylamine, n-propylamine, 
di-n-propylamine, tri-n-propylamine, isopropylamine; lower 
alkanolamine such as monoethanolamine, diethanolamine, 
triemanolamine, di-n-propanolamine, tri-n-propanolamine, 

duopropanolamine, triisopropanolamine. Among these, from the 
perspective of improvement in perpendicularity in the shape of 
cross-sections and rniniaturization in the size of the patterns, lower 
alkylamine or lower alkanolamine such as diemylamine, 
monoethylamine, monoethanolamine, diethanolamine, triemanolamine is 
specifically preferred. 
[0015] 

In the coat forming agent for micro fabrication of the resist pattern of the 
present invention, the component (B). water-soluble nitrogen containing 
organic compound may be used alone or in combinations of two or more 
types. The preferable amount of content is in the range of 1 to 20 parts by 
weight per 100 parts by weight of the component (A). When the amount 
of the component (B) is lower than 1 parts by weight, an effect of adding 
the component (B) may not be fully appreciated while when the amount 
exceeds 20 parts by weight, in some cases a cross-linking reaction does 
not occur due to deactivation of acids. A more preferable amount of the 
component (B) when considered a valid effect of addition and 
cross-linking reactivity, falls in the range of 2 to 10 percent by weight. 
[0016] 
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The coat forming agent for micro fabrication of the resist pattern of the 
present invention is used as an aqueous solution by dissolving the 
component (A) and component (B). Usually, water is used for such 
aqueous solutions, however, an organic solvent such as alcohol which has 
affinity to water may be used as a mixture. The content of the component 
(A) in the mixture is preferably in the range of 2 to 20 percent by weight, 
and more preferably, 3 to 10 percent by weight 
[0017] 

In the coat forming agent for micro fabrication of the resist pattern of the 
present invention, in order to improve the coat forming ability, a surface 
active agent containing silicon atom and fluorine atom in the molecule in 
the amount of 0.01 to 1.0 parts by weight, or more preferably 0.03 to 0.1 
parts by weight against 100 parts by weight of the component (A) may be 
contained as a component (C) as necessary. Preferable examples of the 
surface active agent include non-ionic fluorine and silicone type surface 
active agent in which perfluoroalkyl ester group, alkylsiloxane group, 
and oxy alkylene group are bonded. Such surface active agent is available 
for instance as "Megaface R-08" (Trade name. Manufactured by 
Dai-Nippon Ink and Chemicals Incorporated.) 
[0018] 

A method for forming a micro pattern of the present invention comprises 
a step for forming the resist pattern, a step for forming a coating by the 
coat forming agent for micro fabrication of the resist pattern, a step for 
heating, and a step for removing a non-reacted portion. 
[0019] 

The step for forming the resist pattern is a step for providing a 
photosensitive layer on a substrate comprising a chemically amplified 
resist which contains an acid generator, and after forming an image and 
exposing with light, is developed to form a resist pattern. The chemically 
amplified resist may be suitably selected from a positive type or negative 
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type chemically amplified resist conventionally used. This chemically 
amplified resist mainly comprises an acid generator and a film forming 
component which changes solubility in an alkaline solvent due to effect of 
acid generation. As a film forming component in the positive type resist, 
usually a polyhydroxy styrene, a group which suppresses dissolving and 
preserves a portion of a hydroxyl group such as a tert-butoxycarbonyl 
group, and a tetrahydropyranyl group may be used. On the other hand, 
as a film forming component in the negative type resist, a polyhydroxy 
styrene which preserves a portion of a hydroxyl group by the above 
mentioned group which suppresses dissolving, or a combinations of an 
acid cross-linking substance such as melamine resin or urea resin into 
resin components such as polyhydroxy styrene or novolak resin, may be 
used for a film forming component 
[0020] 

A conventional method can be used as a method for forming a resist 
pattern using a chemically amplified resist. For instance, on a substrate 
such as a silicone wafer, a solution of the chemically amplified resist is 
coated by, for instance, a spinner, and dried to form a photoconductive 
layer, and by irradiation of ultraviolet rays, deep-UV, Excimer laser and 
the like utilizing a contracted projection exposure device is carried out by 
intervening a prescribed mask pattern, or by drawing in using an electron 
beam, and heated. Thereafter, developing by alkaline solution such as 1 
to 10 percent by weight tetramethyl ammonium hydroxide solution, and 
thus the resist pattern may be formed. 
[0021] 

Next, the step for forming a coating film is a step for forming a coating 
film by coating the agent for micro fabrication of the resist pattern onto 
the resist pattern obtained in the step for forming the resist pattern. The 
method for forming a coating film usually performs a coating of the 
solution onto the resist pattern utilizing a spinner, and thereafter 
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performs heat drying treatment for 30 to 90 seconds under 80 to 100 °C 
The thickness of the coating layer preferably is in the range of 0.1 to 
0.5um. 
[0022] 

Further, the step for heating is referred to as a mixing bake, and by 
heating, forms a water insoluble reaction layer in between the resist 
pattern and the coating film for micro fabrication of the resist pattern. At 
this time, heating is performed for 60 to 120 seconds under 90 to 130 °C. 
By performing the heating, acid component penetrates into the coating 
film and cross-links, and reactive layer is formed at an interface of the 
resist pattern and the coating film. 
[0023] 

The final step for removing is a step for removing a non-reacted portion 
in the coating film by aqueous solution leaving a reactive layer which is 
insoluble to water formed in the step for heating. At this time, generally, 
a pure water is used as the aqueous solution, and by rincing with this 
pure water for 10 to 60 seconds, the non-reacted portion is removed. 
[0024] 

By performing the above steps, a micronized pattern having fineness 
beyond the resist pattern can be formed. The resist pattern can be a 
line-and-space pattern, or a hole patter, and generally the hole pattern is 
used. 
[0025] 

[Effect of the Invention] 

The coat forrning agent for micro fabrication of the resist pattern of the 
present invention is used to even further to micronize the resist pattern 
formed by a conventional lithography, utilizing a chemically amplified 
resist, suppresses generation of unnecessary self cross-linking at the 
bottom of the resist pattern or buckling, and moreover keeps a excellent 
perpendicularity in the cross sections, and obtains a cross sectional shape 
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which is less dependent on the mixing bake, and allows micronization in 

the size of the pattern. 

[0026] 

[Embodiments] 

The present invention will be described hereinafter with details, however, 
the present invention should not be construed to be limited in the scope 
by these embodiments. 
[0027] Example 1 

An aqueous solution with solid content of 5% by weight was prepared by 
dissolving in 2014 parts by weight of water, 2 parts by weight of 
tetra(hydroxymethyl)glycol uril (Manufactured by Mitsui-Cytec, Limited. 
Trade name: "Cymel 1172"), 98 pats by weight of polyvinylacetal resin 
(Sekisui Chemical Company Limited. Trade Name: Ethrek KW-3"), 6 
parts by weight of triemylamine and 0.05 weight parts of non-ion fluoro 
silicone surface active agent (Manufactured by Dai-Nippon Ink and 
Chemicals Incorporated. Trade Name: "Megaface R-08"). Thereafter, by 
filtering through a membrane filter having an open diameter of 0.2um, a 
solution of coat forming agent for micro fabrication of the resist pattern 
was obtained. The solution was left to stand in a closed brown bottle 
container under 25 °C, and there was no generation of precipitation even 
after 180 days of standing. Next, on a silicone wafer, a solution of a 
chemically amplified positive type resist (Trade Name: "TDUR-P015" 
Manufactured by Tokyo Ouka Kogyo Company Limited., containing an 
acid generator and a polyhydroxy styrene substituted by a group which 
suppress dissolving) is spinner coated, dried for 90 seconds under 80 °C 
to form a resist layer having thickness of 0.7um. Next, selective 
irradiation by an Excimer laser beam intervening a mask was performed 
by a contraction exposure device FPA-3000EX3 (Manufactured by Canon 
Incorporated), and heated for 90 seconds under 110 °C, thereafter 
conducted paddle development for 65 seconds using 2.38 parts by weight 
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tetramethylene ammonium hydroxy solution, and obtained a resist 
pattern having 0.22}im in diameter positive type resist hole pattern. Then, 
the solution of the agent for forming a coating film for micro fabrication 
of a resist pattern was spinner coated onto the resist hole pattern, dried 
for 60 seconds under 85 °C to form a coating layer with thickness of 
0.2}im. Thereafter mixing bake was performed for 90 seconds under 
118 °C and rinced 20 seconds by pure water, thereby obtained a 0.13|im 
hole pattern having an excellent vertical shape on the substrate defined 
down to the bottom of the substrate. On the other hand, variation in size 
of the pattern against a mixing bake per 1°C was calculated as 10nm/°C. 
[0028] Example 2 

Other than replacing the triethylamine to a monoethanolamine in the 
Example 1, an aqueous solution containing a solid content of 5 percent by 
weight was prepared in the same manner as in Example 1. Then, by 
filtering by a membrane filter having a hole diameter of 0.2|im, a solution 
of the coat forming agent for micro fabrication of the resist pattern was 
obtained. The solution was left to stand in a closed brown bottle container 
at 25 °C, no generation of precipitation was observed even after 180 days. 
Next, after forming the resist hole pattern of the positive type of 0.22|im 
on the silicone wafer in the same manner ais in Example 1 using the 
solution of the coat forming agent for micro fabrication of the resist 
pattern, performed the same manner in Example 1, and obtained a 
0.13|im hole pattern having an excellent vertical shape on the substrate 
defined down to the bottom of the substrate. Variation in size of the 
pattern against a mixing bake was calculated as 10nm/°C. 
[0029] Example 3 

Other than replacing the polyvinylacetal resin 98 parts by weight to 100 
parts by weight of polyvinyl pyrrolidone (Manufactured by BASF. Trade 
Name: "Luviskol K-900"), and not using the tetra(hydroxymethyl)glycol 
uril, an aqueous solution containing a solid content of 5 percent by 
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weight was prepared in the same manner as in Example 1. Thereafter, by 
filtering using a membrane filter having hole diameter of 0.2um, a 
solution of the coat forming agent for micro fabrication of the resist 
pattern was obtained. The solution did not cause a precipitation even 180 
days after standing in the closed brown bottle container at 25 °C Next, 
after forming a 0.22um resist hole pattern of the positive type on the 
silicone wafer in the same manner as in Example 1, the same 
manipulation was conducted as in the Example 1 except that the 
temperature of the mixing bake was altered from 118°C to 124°C using 
the solution of coat forming agent for micro fabrication of the resist 
pattern, a 0.16jim hole pattern having an excellent vertical shape from the 
substrate defined down to the bottom of the substrate was obtained. The 
variation in size of the pattern against a mixing bake was calculated as 
10nm/°C 

[0030] Comparative Example 1 

Other than altering the amount of tetra(hydroxymethyl) glycol uril to 15 
parts by weight, polyvinylacetal resin to 85 parts by weight, and not 
using the triemylamine, an aqueous solution having solid content of 5 
percent by weight was prepared in the same manner as in Example 1. 
Thereafter, filtered by a membrane filter having 0.2um in hole diameter, a 
solution of the coat forming agent for micro fabrication of the resist 
pattern was obtained. The solution did not cause a precipitation even 180 
days after standing in the closed brown bottle container at 25 °C. Next, 
after forming a 0.22um resist hole pattern of the positive type on the 
silicone wafer in the same manner as in Example 1 and conducted a same 
procedure using the solution for coat forming agent for micro fabrication 
of the resist pattern as in Example 1, the bottom portion was cross-linked, 
and thus complete definition was not obtained. Further, the size of the 
hole pattern size was 0.15pm. Moreover, variance in the size of the 
pattern was 20nm/°C. 
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[0031] Comparative Example 2 

An aqueous solution having 5 percent by weight solid content was 
prepared in the same manner as in Example 3 except that the 
triethylamine was not used. Next, by filtered through a membrane filter 
having a hole diameter of 0.2jim, a solution of the coat forming agent for 
micro fabrication of the resist pattern was obtained. The solution did not 
cause a precipitation even after 180 days of standing in the closed brown 
bottle container at 25 °C Next, after forming a 0.22}im resist hole pattern 
of the positive type on. the silicone wafer in the same manner as in 
Example 1 and conducted the same procedure using the solution for coat 
forming agent for micro fabrication of the resist pattern as in Example 1 
except altering the temperature of the mixing bake from 118°C to 124°C, 
the bottom portion was cross-linked, and thus complete definition was 
not obtained. Moreover, variance in the size of the pattern was 20nm/°C 
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